. The least squares refinement converged normally with residuals of R(F) = 0.0220, wR(F2) = 0.0560 and a Goodness-of-fit on F² = 1.076 [I>2σ(I)]. A total of 21067 reflections (-13 ≤ h ≤ 13, -11 ≤ k ≤ 7, -38 ≤ l ≤ 36) were collected at T = 140(2) K of which 6114 were unique [R(int) = 0.0323]; Cu Kα radiation (λ= 1.54184 Å).
The structure was solved by the direct methods. All non-hydrogen atoms were refined anisotropically, and hydrogen atoms were placed in calculated idealized positions. The residual peak and hole electron densities were 0.827 and -0.595 e·Å -3 , respectively. The absorption coefficient was A total of 17940 reflections (-9 ≤ h ≤ 12, -14 ≤ k ≤ 14, -24 ≤ l ≤ 22) were collected at T = 140(2) K of which 4335 were unique [R(int) = 0.0272]; Mo Kα radiation (λ= 0.71073 Å).
The structure was solved by the direct methods. All non-hydrogen atoms were refined anisotropically, and hydrogen atoms were placed in calculated idealized positions. The residual peak and hole electron densities were 0.442 and -0.393 e·Å -3 , respectively. The absorption coefficient was 6, 143.0, 137.9, 136.6, 124.0, 123.0, 120.5, 120.0, 119.9, 119.7, 116.5, 114.9, 44.2, 28.3 1H), 7.19 (d, J = 7.5 Hz, 2H), 3H), 2H) , 2.92 (s, 6H), 2.87-2.79 (m, 2H), 2.09-1.98 (m, 2H). 146. 8, 145.0, 129.1, 128.3, 127.2, 125.4, 120.2, 116.0, 116.0, 115.3, 114.2, 113.5, 70.2, 51.6. 
Stability Experiments for Suzuki-Miyaura Coupling
Following the general procedure used for the alkyl-alkyl Suzuki-Miyaura reactions, the reaction mixtures were stirred at room temperature during a pre-stirring time before the simultaneous addition of the (4-iodobutyl)benzene and the 9-octyl-9-borabicyclo[3.3.1]nonane (n-octyl-(9-BBN)).
Reaction mixture were then stirred for 24 h at room temperature (Table S1 ). 
Inhibition Studies for Kumada Coupling
Following the general procedure used for the alkyl-alkyl Kumada reactions, the inhibition experiments were conducted with 1 mol % of catalyst (0.002 mmol) and 10 mol % of extra ligand (10 equivalent relative to catalyst, 0.02 mmol) in the starting reaction mixture. Amount of 10 mol % of extra ligand were: 2.3 µL of 2,4-lutidine, 1.6 µL of pyridine and 5.2 mg of PPh 3 . 
